Reactions of arynes promoted by silver ions.
Arynes are unique aromatic species that display versatile reactivity in a variety of transformations. It has been demonstrated that the reaction profiles of arynes can be altered by transition metal additives, and one of the earliest examples of the metal additive effect was observed with silver ions (Ag(+)). Especially, in the presence of Ag(+), benzyne showed distinctive reactivity and selectivity toward π-nucleophiles compared to the corresponding reaction in its absence. Although more experimental data need to be accumulated to accurately define the Ag(+) additive effect, based on its role displayed in various transformations, we can infer that Ag(+) interacts with arynes to form a reactive intermediate, which behaves like a silver-bound aryl cation or 1,2-carbene-silver carbenoid. In this tutorial review, various aryne-mediated reactions involving Ag(+) or other organosilver species are discussed, which show a bird's-eye view on the Ag(+) effect in aryne chemistry such that further explorations of the unique reactivity of arynes under the influence Ag(+) will be inspired.